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EXPERIMENTAL PROCEDURES AND CHARACTERIZATION DATA
Procedure for alcohol substrate 1: 3-(Benzyloxy)propan-1-ol: The Bn-protected alcohol 1 was prepared using a procedure reported by Glimore et al. NMR data was in accordance with what was previously reported.
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General procedure for screening of copper catalysts with alcohol 1:
To an open oven-dried reaction vial charged with a stir bar was added copper catalyst (0.002 mmol, 0.01 equiv), the alcohol (33 mg, 0.20 mmol, 1.0 equiv), carbon tetrabromide (67 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv). The flask vial was capped, purged with a stream of nitrogen and dry DMF (1.5 mL) was added via syringe. The reaction mixture was stirred under LEDs for 24 h. The mixture was poured into a separatory funnel containing Et 2 O (10 mL) and H 2 O (10 mL). The layers were separated and the aqueous layer was extracted with Et 2 O (2 × 10 mL). The combined organic layers were washed with sat. Na 2 S 2 O 3 solution, brine, dried over Na 2 SO 4 and concentrated in vacuo. The residue was purified by chromatography (100% Hexanes) to afford the desired product as a colorless oil. NMR data was in accordance with what was previously reported. 
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General procedure for the Appel reaction in batch:
To an open oven-dried reaction vial charged with a stir bar was added copper catalyst (2 mg, 0.002 mmol, 0.01 equiv), the alcohol (0.20 mmol, 1.0 equiv), carbon tetrabromide (131.6 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv). The flask vial was capped, purged with a stream of nitrogen and dry DMF (1.5 mL) was added via syringe. The reaction mixture was stirred under purple LEDs (394 nm) for 24 h. The vessel was opened and the mixture was poured into a separatory funnel containing Et 2 O (10 mL) and H 2 O (10 mL). The layers were separated, and the aqueous layer was extracted with Et 2 O (2 × 10 mL). The combined organic layers were washed with sat. Na 2 S 2 O 3 solution, brine, dried over Na 2 SO 4 and concentrated in vacuo. The residue was purified by chromatography (100% hexanes).
Procedure for the synthesis of anhydride:
To an open oven-dried reaction vial charged with a stir bar was added copper catalyst (2 mg, 0.002 mmol, 0.01 equiv), the p-anisic acid (31 mg, 0.20 mmol, 1.0 equiv), carbon tetrabromide (68 mg, 0.2 mmol, 1.0 equiv) and 2,6-lutidine (0.45 μL, 0.40 mmol, 2.0 equiv). The vial was capped, purged with a stream of nitrogen and dry DMF (1.5 mL) was added via syringe. The reaction mixture was stirred under purple LEDs (394 nm) for 12 h. The mixture was poured into a separatory funnel containing Et 2 O (10 mL) and H 2 O (10 mL). The layers were separated and the aqueous layer was extracted with Et 2 O (2 × 10 mL). The combined organic layers were washed with saturated NaHCO 3 , H 2 O, brine sat. Na 2 S 2 O 3 solution, brine, dried over Na 2 SO 4 and concentrated in vacuo and concentrated in vacuo to afford the desired anhydride.
For flow reaction:
LED strips were purchased from Creative Lightings (https://www.creativelightings.com/). No temperature regulation of the reactions was necessary.
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General procedure for the Appel reaction in continuous flow:
To a 2 mL loop was loaded a solution with copper catalyst (0.002 mmol, 0.01 equiv), the alcohol (0.20 mmol, 1.0 equiv), carbon tetrabromide (131,6 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv) and 2 mL of dry DMF. The solution was pumped with a Syrris pump through two reactors of PFA tubing would around purple LED strips for a total residence time of four hours and a flow rate 110 μL/min. The eluted reaction mixture was poured into a separatory funnel containing Et 2 O (10 mL) and H 2 O (10 mL). The layers were separated, and the aqueous layer was extracted with Et 2 O (2 × 10 mL). The combined organic layers were washed with sat. Na 2 S 2 O 3 solution, brine, dried over Na 2 SO 4 and concentrated in vacuo. The residue was purified by chromatography to afford the desired product.
Characterization of alcohol substrates:
(Z)-4-(Benzyloxy)but-2-en-1-ol :NaH (60% in mineral oil, 135.6 g, 5.65 mmol, 1 equiv) was added very slowly to a solution of cis-2-butene-1,4-diol (1 g, 11.3 mmol, 2 equiv) in THF (30 mL) at 0 °C. The resulting mixture was stirred at room temperature for 30 min and then benzyl bromide (0,69 mL, 5.65 mmol, 1equiv) was added. The reaction mixture stirred for 12 h at room temperature. The reaction was quenched with NH 4 Cl. The aqueous phase was extracted three times with EtOAc and the combined organic phases were dried over Na 2 SO 4 . After removal of solvent under reduced pressure the residue was purified by silica gel column chromatography (hexane/AcOEt = 95:5 to 90:10) to give a S7 yellow oil (313.6 mg, 32%) NMR data was in accordance with what was previously reported. 5 
Characterization of bromides:
((3-Bromopropoxy)methyl)benzene: Following the general procedure in flow, 3-(benzyloxy)propan-1-ol (33 mg, 0.20 mmol, 1 equiv), carbon tetrabromide (1316 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv) was dissolved in 2 mL of dry DMF. The crude reaction mixture was purified by chromatography (100% hexanes) to afford the desired product as a yellow oil (38 mg, 83%). NMR data was in accordance with what was previously reported. Methyl 10-bromodecanoate: Following the general procedure in flow, methyl 10-hydroxydecanoate (40.5 mg, 0.20 mmol, 1 equiv), carbon tetrabromide (131.6 mg, 0.4 mmol, 2.0 equiv) sodium bromide (41 mg, 0.40 mmol, 2.0 equiv) was dissolved in 2 mL of dry DMF. The crude product was purified by chromatography (100% hexanes) to afford the desired product as a yellow oil (46 mg, 85%). NMR data was in accordance with what was previously reported. Bromobut-2-en-1-yl) oxy)methyl)benzene: Following the general procedure in flow, (Z)-4-(benzyloxy)but-2-en-1-ol (35.6 mg, 0.20 mmol, 1 equiv.), carbon tetrabromide (131,6 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv) was dissolved in 2 mL of dry DMF. The crude reaction mixture was purified by chromatography (100% hexanes) to afford the desired product as a yellow oil (27 mg, 86%). NMR data was in accordance with what was previously reported.
(Z)-(((4-
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(1-Bromoethyl)benzene: Following the general procedure in flow, 1-phenyl-ethanol (24 μL, 0.20 mmol, 1 equiv.), carbon tetrabromide (131,6 mg, 0.4 mmol, 2.0 equiv) and sodium bromide (41 mg, 0.40 mmol, 2.0 equiv) was dissolved in 2 mL of dry DMF. The crude reaction mixture was purified by chromatography (100% hexanes) to afford the desired product as a yellow oil (27 mg, 86%). NMR data was in accordance with what was previously reported. 
Synthesis of anhydride 11:
To a 2 mL loop was loaded a solution with copper catalyst (0.002 mmol, 0.01 equiv), the p-anisic acid (31 mg, 0.20 mmol, 1.0 equiv), carbon tetrabromide (68 mg, 0.1 mmol, 1.0 equiv) and 2,6-lutidine (0.45 μL, 0.40 mmol, 2.0 equiv) and 2 mL of dry DMF. The solution was pumped through a Syrris pump with a residence time of 20 minutes and a flow rate of 1.3 mL/min. The mixture was poured into a separatory funnel containing Et 2 O (10 mL) and H 2 O (10 mL). The layers were separated, and the aqueous layer was extracted with Et 2 O (2 × 10 mL). The combined organic layers were washed with sat. Na 2 S 2 O 3 solution, brine, dried over Na 2 SO 4 and concentrated in vacuo. The anhydride was obtained as a yellow solid (54 mg, 90%). NMR data was in accordance with what was previously reported. 
